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(54) Hair cleansing compositions 

(57) A haircleansing composition comprises the fol- 
lowing ingredients (A) to (D): 

(A) an anionic surfactant having a sulfate group, 

(B) a cationic guar gum, 

(C) an organic acid selected from a hydroxycarbox- 
ylic acid, a dicarboxylic acid or an aromatic carbox- 
ylic acid, and 

(D) a salt; 

and has a pH of from 1 to 4 when diluted 20-fold by 



weight with water. 

The hair cleansing composition has good foamabil- 
ity and high-lubricity foam quality upon washing and 
smooth touch upon rinsing, and is excellent in the luster 
and softness of hair after drying and also superb in sta- 
bility. 
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Description 
Technical Field 

5 [0001] This invention relates to hair cleansing compositions, which have good foamability and high-lubricity foam 
quality upon washing and smooth touch upon rinsing, and are excellent in the luster and softness of hair after drying 
and also superb in stability. 

Background Art 

10 

[0002] It is a common practice to incorporate a cationic high-molecular electrolyte in a hair cleansing composition 
such as a shampoo so that physical properties of its foam are modified to improve touch in use during washing and to 
improve finger combing upon rinsing. For example, there have been proposed hair cleansing compositions containing 
anionic surfactants, amphoteric surfactants, cationic guar gum or nonvolatile silicones (WO 97/41827) and haircleans- 
15 ing compositions containing ethoxylated organic carboxylic acid anionic surfactants, cationic derivatives of polygalac- 
tomannan gum, polysiloxane droplets, or organic carboxylic acids or salts thereof (J P-A-200 1-10934). With these tech- 
niques, however, fully satisfactory performance has not been obtained yet with respect to foamability and foam lubricity 
upon washing and smoothness upon rinsing. 

[0003] In hair treatments such as hair rinses and hair conditioners, it is also practiced to lower the pHs of their systems 
20 to impart luster and softness to hair. No attempt has, however, been made to lower the pHs of hair cleansing compo- 
sitions, because the hair cleansing compositions are intended to impart neither luster nor softness in general. 
[0004] With a view to providing hair cleansing compositions with such a luster and softness-imparting function as 
described above, the present inventors conducted research on low-pH hair cleansing compositions which made use 
of organic acids. A problem, however, arose in that in a low pH range, anionic surfactants as cleansing ingredients 
25 underwent decomposition, resulting in stability deteriorations such as gelling of systems and reductions in foamability. 

Disclosure of the Invention 

[0005] The present invention has as an object the provision of a hair cleansing composition, which has good foam- 
30 ability and high-lubricity foam quality upon washing and smooth touch upon rinsing, and is excellent in the luster and 
softness of hair after drying and also superb in stability. 

[0006] The present inventors have found that the decomposition of an anionic surfactant in a low pH range making 
use of an organic acid can be inhibited by incorporation of a salt in the system and also that a reduction in foamability 
due to the incorporation of a salt can be overcome by using cationic guar gum. 
35 [0007] Described specifically, the present invention provides a hair cleansing composition comprising the following 
ingredients (A) to (D): 

(A) an anionic surfactant having a sulfate group, 

(B) a cationic guar gum, 

40 (C) an organic acid selected from a hydroxycarboxylic acid, a dicarboxylic acid or an aromatic carboxylic acid, and 

(D) a salt; 

wherein the hair cleansing composition has a pH of from 1 to 4 when diluted 20-fold by weight with water. 
[0008] Owing to the above-described features, the hair cleansing composition according to the present invention 
45 has good foamability and high-lubricity foam quality upon washing and smooth touch upon rinsing, and is excellent in 
the luster and softness of hair after drying and also superb in stability 

Best Modes for Carrying out the Invention 

so [0009] Examples of the sulfate-type anionic surfactant as the ingredient (A) can include polyoxyethylene alkyl ether 
sulfates, polyoxyethylene alkenyl ether sulfates, alkyl sulfates, and polyoxyalkylene alkyl phenyl ether sulfates. Par- 
ticularly preferred are those represented by the following formula (1) or (2): 

R 1 0(CH 2 CH 2 0) m S0 3 M (1) 
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R 2 OS0 3 M ( 2 ) 

wherein Ri represents an alkyl group or alkenyl group having 10 to 18 carbon atoms, R2 represents an alkyl group 
5 having 10 to 18 carbon atoms. M represents an alkali metal, alkaline earth metal, ammonium, alkanolamine or basic 
amino acid, and m stands for a number of from 1 to 5. 

[0010] Two or more of these sulfates may be used in combination as the ingredient (A). From the standpoint of 
foamability and also of liquid properties and cleansing property at the time of use. the content of the ingredient (A) may 
range preferably from 1 to 50 wt.%, more preferably from 8 to 30 wt.%. particularly from 10 to 22 wt.%. all based on 

10 the hair cleansing composition according to the present invention. 

[00111 The content of the cationic guar gum as the ingredient (B), from the standpoint of foam lubricity and also of 
smoothness from washing to rinsing, may range preferably from 0.05 to 5 wt.%, more preferably from 0.1 to 3 wt.%, 
particularly from 0.3 to 1 wt.%, all based on the hair cleansing composition according to the present invention. 
[0012] Examples of the organic acid as the ingredient (C) can include dicarboxylic acids such as malonic acid, suc- 

'5 dnic acid glutaric acid, adipic acid, maleic acid, f umaric acid and phthalic acid; hydroxycarboxylic acids such as glycolic 
acid lactic acid, hydroxyacrylic acid, oxybutyric acid, glyceric acid, malic acid, tartaric acid and citric acid; and aromatic 
carb'oxylic acids such as salicylic acid and benzoic acid. Among these, a-hydroxycarboxylic acids are preferred, with 
lactic acid and malic acid being particularly preferred. _ 
[0013] Two or more of these organic acids may be used in combination as the ingredient (C). From the standpoint 

20 of improvements in the finish of hair such as luster and manageability, the content of the ingredient (C) may range 
preferably from 0.05 to 10 wt.%, more preferably from 0.1 to 5 wt.%, particularly from 0.5 to 1 wt.%. 
[0014] The salt as the ingredient (D) may be either an inorganic salt or an organic salt. Specific examples of the 
inorganic salt can include sodium chloride, sodium sulfate, sodium phosphate, potassium chloride, potass.um sulfate, 
and potassium phosphate, while specific examples of the organic salt can include trisodium citrate, sodium malate, 

25 sodium glycolate, and sodium lactate. "• 

[0015] Two or more of these salts may be used in combination as the ingredient (D). From the standpoint of feeling 
in use and stability, the content of the ingredient (D) may range preferably from 0.01 to 3 wt.%, more preferably from 
0.1 to 2 wt.%, particularly from 0.1 to 1 wt.%. 

[0016] Incidentally, the weight ratio of the sulfate-type anionic surfactant (A) to the salt (D) may range preferably 
30 from 50/0.1 to 3/1 from the standpoint of an improvement in the stability of the ingredient (A) and also of foam volume 
and cleansing property. 

[0017] For providing the hair cleansing composition according to the present invention with improved touch feel and 
also with improved luster and softness after washing, it is preferred to additionally incorporate an aromatic alcoho . 
Examples of the aromatic alcohol can include benzyl alcohol, benzyloxyethanol and phenoxyethanol, with benzyl al- 
35 cohol and benzyloxyethanol being particularly preferred. 

[001 8] Two or more aromatic alcohols may be used in combination. The content of the aromatic alcohol may range 
preferably from 0.01 to 20 wt.%. more preferably from 0.1 to 10 wt.%. particularly form 0.5 to 5 wt.%, all based on the 
hair cleansing composition according to the present invention. 

[0019] To further improve the foamability of the hair cleansing composition according to the present invention, one 
40 or more surfactants other than the ingredient (A), said surfactants being selected from anionic surfactants, nonion.c 
surfactants and amphoteric surfactants, may also be incorporated. 

[0020] The anionic surfactants other than the ingredient (A) can include sulfonate-type anionic surfactants and car- 
boxylate-type anionic surfactants. Illustrative are alkyl sulfosuccinate salts, alkyl polyoxyalkylene sulfosuccmate salts, 
higher fatty acid salts, and alkanesulfonate salts. 

45 [0021] Examples of the nonionic surfactants can include polyoxyalkylene sorbitan fatty acid esters, polyoxyalkylene 
sorbitol fatty acid esters, polyoxyalkylene glycerol fatty acid esters, polyoxyalkylene fatty acid esters, polyoxyalkylene 
alkyl ethers, polyoxyalkylene alkyl phenyl ethers, polyoxyalkylene (hydrogenated) castorolls. sucrose fatty acid esters, 
polyglyceryl alkyl ethers, polyglyceryl fatty acid esters, fatty acid alkanolamides, and alkyl glycosides. Among these, 
alkyl glycosides, polyoxyalkylene (C 8 -C 20 ) fatty acid esters, polyoxyethylene sorbitan fatty acid esters, polyoxyethylene 

so hydrogenated castor oil and fatty acid alkanolamides are preferred. Preferred fatty acid alkanolamides are those con- 
taining acyl groups having the carbon numbers of from 8 to 1 8. especially from 1 0 to 1 6. The fatty acid alkanolamides 
can be either monoalkanolamides or dialkanolamides. Preferred are those containing hydroxyalkyl groups having the 
carbon numbers of from 2 to 3. Illustrative are oleic diethanolamide, palm kernel oil fatty acid diethanolamide, coconut 
oil fatty acid diethanolamide, lauric diethanolamide, polyoxyethylene coconut oil fatty acid monoethanolamides, coco- 

55 nut oil fatty acid monoethanolamides. lauric isopropanolamide, and lauric monoethanolamide. 

[0022] The amphoteric surfactants can include betaine-type surfactants. Among these, betaine-type surfactants such 
as alkyldimethylaminoacetic acid betaines and fatty acid amidopropyl betaines are more preferred, with fatty acid ami- 
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dopropyl betaines being particularly preferred. Of these fatty acid amidopropyl betaines, preferred are those having 
acyl groups whose carbon numbers aref rom 8 to 1 8, especially from 1 0 to 1 6. Particularly preferred are lauramidopropyl 
betaine, palm kernel oil fatty acid amidopropyl betaines, and coconut oil fatty acid amidopropyl betaines. 
[0023] These surfactants other than the ingredient (A) can be incorporated, as needed, in the hair cleansing com- 
5 position according to the present invention. When the hair cleansing composition according to the present invention 
is formulated into the form of an aqueous liquid cleansing composition, use of a fatty acid amidopropyl betaine or fatty 
acid alkanolamide in combination with the ingredient (A) is particularly preferred because this makes it possible not 
only to further improve the foaming power but also to obtain adequate liquid properties. 

[0024] When a fatty acid amidopropyl betaine or fatty acid alkanolamide is incorporated as described above, its 
*o. content may range preferably from 0.1 to 1 0 wt.%, more preferably from 1 to 8 wt.%, particularly from 2 to 6 wt.%, all 
based on the hair cleansing composition according to the present invention, since good foam-boosting effect can be 
obtained. 

[0025] In the hair cleansing composition according to the present invention, a silicone can be incorporated to improve 
the post-drying finish. Examples of the silicone can include the followings: 

15 

(1) Dimethylpolysiloxanes 

[0026] Illustrative are those represented by the following formula: 
20 (Me) 3 SiO-[(Me) 2 SiO] d -Si(Me) 3 

wherein each Me represents a methyl group, and d stands for a number of from 3 to 20,000. 
25 (2) Amino-modified silicones 

[0027] One having an average molecular weight of from about 3,000 to 100,000 and listed under the name of 
"Amodimethicone" in the third edition of the CTFA dictionary (Cosmetic Ingredient Dictionary, U.S.A.) is preferred, 
although a variety of amino-modified silicones are usable. This amino-modified silicone can be used preferably as an 
30 aqueous emulsion, and its commercial products include "SM 8704C" (Dow Corning Toray Silicone Co., Ltd.) and "DC 
929" (Dow Corning Corporation). 

(3) Other silicones 

35 [0028] As silicones other than those described above, there are also polyether-modified silicones, methylphenyl- 
polysiloxane, fatty-acid-modified silicones, alcohol-modified silicones, alkoxy-modified silicones, epoxy-modified sili- 
cones, fluorine-modified silicones, cyclic silicones, alkyl-modified silicones, and the like. 

[0029] Two or more of these silicones may be used in combination. The content of the silicone may range preferably 
from 0.01 to 20 wt.%, more preferably from 0.1 to 10 wt.%, particularly from 1 to 5 wt.%, all based on the hair cleansing 

40 composition according to the present invention. 

[0030] To provide the hair cleansing composition according to the present invention with improved stability, foam 
lubricity and finish, a higher alcohol may also be incorporated. Preferred higher alcohols are those containing linear 
or branched, particularly linear alkyl groups having the carbon numbers of from 12 to 22, especially from 12 to 16. 
Specific examples can include lauryl alcohol, myristyl alcohol and cetyl alcohol, with myristyl alcohol being particularly 

45 preferred. 

[0031] Two or more higher alcohols may be used in combination. The content of the higher alcohol may range pref- 
erably from 0.05 to 5 wt.%, more preferably from 0.1 to 3 wt.%, particularly from 0.5 to 2 wt.%, all based on the hair 
cleansing composition according to the present invention. 

[0032] In addition to the above-described ingredients, ingredients which are employed in ordinary hair cleansing 
so compositions can also be incorporated in the hair cleansing composition according to the present invention as needed 
depending upon the purpose of use. Such ingredients can include, for example, antidandruff agents; vitamins; anti- 
inflammatories; chelating agents; humectants such as propylene glycol, glycerin, diethylene glycol monoethyl ether, 
sorbitol and panthenol; colorants such as dyes and pigments; viscosity controlling agents such as hydroxyethylcellu- 
lose, methylcellulose, polyethylene glycol, ethanol, and clay mineral; pH adjusters such as potassium hydroxide; plant 
55 extracts; pearlants; fragrances; color additives; ultraviolet absorbers; antioxidants; and ingredients described in EN- 
CYCLOPEDIA OF SHAMPOO INGREDIENTS (MICELLE PRESS). 

[0033] From the viewpoint of imparting luster and softness to hair and also reducing irritation, the hair cleansing 
composition according to the present invention has a pH of from 1 to 4, preferably from 2 to 4, particularly from 3 to 4 
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when diluted 20-fold by weight with water (to the concentration upon application to hair). 

[0034] The form of the hair cleansing composition according to the present invention can be chosen as desired, 
including a liquid form, a powder form, a gel form, and a granular form. However, a liquid form making use of water or 
a lower alcohol as a solvent, especially water is preferred. 

[0035] The hair cleansing composition according to the present invention can be formulated into one for use in a 
bathroom a shampoo composition, a shampoo with rinse, a treatment or a conditioner, especially a shampoo compo- 
sition. 

Examples 

[0036] In the following Examples and Comparative Examples, each "pH" indicates a pH as measured when diluted 
20-fold by weight with water. 

Examples 1 -4 and Comparative Examples 1 -4 

[0037] Shampoo compositions shown in Table 1 were prepared, and their organoleptic ranking was conducted. 
(Washing method) 

20 [0038] Subsequent to thorough moistening of hair, 5 g or 1 0 g (5 g for semi-long hair, 1 0 g for long hair) of a shampoo 
composition were dispensed, and then, the hair was washed. The hair was rinsed thoroughly and then dried fully with 
hot air from a dryer. 



10 



15 



25 



30 



40 



(Organoleptic ranking) 

[0039] Ranking was conducted by five expert panelists in accordance with the following ranking systems, and based 
on average scores, the shampoo compositions were ranked. 

Ranking systems 

(1) Foam volume upon foaming 



4: Foams very well. 
3: Foams well. 
35 2: Foams to ordinary level. 

1 : Does not foam well. 
0: Does not foam. 



(2) Lubricity of foam 



4: Foams have very high lubricity. 
3: Foams have good lubricity. 
2: Foams have some lubricity. 
1 : Foams do not have much lubricity 
45 0. Foams have not lubricity. 

(3) Fineness or foams 

4: Foams are very fine. 
so 3: Foams are fine. 

2: Foams are rather fine. 
1 : Foams are rather coarse. 
0: Foams are coarse. 

55 (4) Smoothness upon rinsing 

4: Very smooth. 
3: Smooth. 
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2: Slightly smooth. 

1 : Not smooth. 

0: Not smooth at all. 

5 (5) Softness of hair after drying 



4: Very soft. 
3: Soft. 

2: Slightly soft. 
w 1 : Not soft. 

0: Not soft at all. 

(6) Luster of hair after drying 

15 4: Pronounced improvement in luster is observed. 

3: Improvement in luster is observed. 
2: Some improvement in luster is observed. 
1: No improvement in luster. 
0: Luster is lost. 



20 



Ranking 



A: Average ranking score > 3.5 
B: 3.5 > Average ranking score > 2.5 
25 C: 2.5 > Average ranking score > 1 .5 

D: 1 .5 > Average ranking score 



(Stability) 

30 [0040] A shelf stability test was conducted at 50°C for 1 month, and ranking was performed in accordance with the 
following system. 

A: Neither properties nor use feeling remained unchanged. 

B: Properties remained unchanged, but changes occurred in use feeling (deteriorations in foam volume, foam 
35 lubricity and the like). 

C: Properties and use feeling were both changed [separation; changes in liquid properties (gelation, viscosity 
drop); foam volume, foam smoothness and the like were deteriorated]. 



40 



45 



SO 



55 
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Example 5 Clear Shampoo 
[0041] 





(wt.%) 


Sodium POE(2) lauryl ether sulfate 


10.0 


Cationlc guar gum 


0.1 


Malic acid 


0.7 


Sodium chloride 


1.0 


Lauramidopropyl betaine 


1.0 


Cocoyl monoethanolamide 


0.3 


Glycerin 


1.0 


Sodium hydroxide 


q.s. to pH 4 


Deionized water 


Balance 



[0042] The above-described shampoo was excellent in foam volume and foam lubricity upon washing, smoothness 
upon rinsing, and hair luster and softness after drying, and was also superb in stability. 

20 

Example 6 Conditioning Shampoo 
[0043] 





(wt.%) 


Sodium POE(2) lauryl ether sulfate 


8.0 


Cationic guar gum 


0.5 


Lactic acid 


1.5 


Trisodium citrate 


1.0 


Lauramidopropyl betaine 


3.0 


Cocoyl monoethanolamide 


0.7 


Myristyl alcohol 


1.0 


Ethylene glycol distearate 


3.0 


Glycerin 


1.0 


Deionized water 


Balance 



[0044] The above-described shampoo (pH 3.5) was excellent in foam volume and foam lubricity upon washing, 
smoothness upon rinsing, and hair luster and softness after drying, and was also superb in stability. 

40 

Example 7 Conditioning Shampoo 
[0045] 





(wt.%) 


Sodium POE(2) lauryl ether sulfate 


11.0 


Sodium lauryl sulfate 


5.0 


Cationic guar gum 


0.3 


Malic acid 


0.75 


Lactic acid 


0.1 


Sodium chloride 


0.2 


Benzyl alcohol 


0.5 


Cocoyl monoethanolamide 


1.0 


Dimethicone (polymerization degree: 2,000) 


0.25 


Dimethicone (polymerization degree: 200) 


0.25 
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(continued) 



10 



15 





(wt.%) 


Amodimethicone 


0.1 


Myristyl alcohol 


1.0 


Cetanol 


0.5 


Ethylene glycol distearate 


3.0 


Cationic hydroxyethylcellulose 


0.3 


Glycerin 


1.0 


Sodium hydroxide 


q.s. to pH 3.7 


Deionized water 


Balance 



[0046] The above-described shampoo was excellent in foam volume and foam lubricity upon washing, smoothness 
upon rinsing, and hair luster and softness after drying, and was also superb in stability. 

Example 8 Conditioning Shampoo 

[0047] 



20 



25 



30 



35 





(wt.%) 


Sodium POE(2) lauryl ether sulfate 


8.0 


Cationic guar gum 


0.3 


Malic acid 


0.5 


Lactic acid 


0.5 


Sodium chloride 


1.0 


Lauramidopropyl betaine 


3.0 


Myristyl alcohol 


1.0 


Cetanol 


0.5 


Behenyltrimonium chloride 


0.5 


Ethylene glycol distearate 


2.0 


Sodium hydroxide 


q.s. to pH 3.9 


Deionized water 


Balance 



[0048] The above-described shampoo was excellent in foam volume and foam lubricity upon washing, smoothness 
upon rinsing, and hair luster and softness after drying, and was also superb in stability. 

40 Example 9 Antidandruff Shampoo 

[0049] 



45 



50 



55 





(wt.%) 


Sodium POE(2) lauryl ether sulfate 


10.0 


Sodium lauryl sulfate 


5.5 


Cationic guar gum 


0.3 


Malic acid 


1.0 


Sodium chloride 


0.2 


Benzyloxyethanol 


0.5 


Cocoyl monoethanolamide 


0.5 


Dimethicone (polymerization degree: 2,000) 


0.5 


Dimethicone (polymerization degree: 200) 


0.5 


Myristyl alcohol 


1.0 


Cetanol 


0.5 


Ethylene glycol distearate 


3.0 
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(continued) 





(wt.%) 


Cocoyl benzalconium chloride 
Cationic hydroxyethylcellulose 
Glycerin 

Sodium hydroxide 
Deionized water 


0.5 
0.3 
1.0 

q.s. to pH 4 
Balance 



[0050] The above-described shampoo was excellent in foam volume and foam lubricity upon washing, smoothness 
upon rinsing, and hair luster and softness after drying, and was also superb in stability. 



Claims 

1. A hair cleansing composition comprising the following ingredients (A) to (D): 

(A) an anionic surfactant having a sulfate group, 

(B) a cationic guar gum, 

(C) an organic acid selected from a hydroxycarboxylic acid, a dicarboxylic acid or an aromatic carboxylic acid, 
and 

(D) a salt; 

wherein said hair cleansing composition has a pH of from 1 to 4 when diluted 20-fold by weight with water. 

2. A hair cleansing composition according to claim 1 , wherein a content ratio by weight of said ingredient (A) to said 
ingredient (D) is from 50/0.1 to 3/1 . 

3. A hair cleansing composition according to claim 1 or 2, further comprising an aromatic alcohol. 

4. A hair cleansing composition according to any one of claims 1 -3, further comprising a fatty acid amidopropy I betaine 
or a fatty acid alkanolamide. 

5. A hair cleansing composition according to any one of claims 1-4, further comprising a silicone. 
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(54) Hair cleansing compositions 

(57) A haircleansing composition comprises the fol- 
lowing ingredients (A) to (D): 

(A) an anionic surfactant having a sulfate group, 

(B) a cationic guar gum, 

(C) an organic acid selected from a hydroxycarbox- 
ylic acid, a dicarboxylic acid or an aromatic carbox- 
ylic acid, and 

(D) a salt; 



weight with water. 

The hair cleansing composition has good foamabil- 
ity and high-lubricity foam quality upon washing and 
smooth touch upon rinsing, and is excellent in the luster 
and softness of hair after drying and also superb in sta- 
bility. 
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